[1,2,5]thiadiazole, Pd(PPh3) 2 Cl 2 and CuI were purchased from Sigma Aldrich. Glass fiber was purchased from Carl Roth. All the reactants and solvents were used without further purification. MacMillan catalyst (2R,5S)-2-tertbutyl-3,5-dimethylimidazolidin-4-one • HCl was synthesized according to the literature.
1
H and 13 C NMR measurements were conducted on Bruker AVANCE 250 and Bruker AVANCE 300 systems. FT-IR spectra were recorded on a Varian 1000 FT-IR spectrometer. Solid State 13 C CP/MAS NMR measurements were carried out using Bruker Avance II solid state NMR spectrometer operating at 300 MHz Larmor frequency equipped with a standard 4mm magic angle spinning (MAS) double resonance probe head. Scanning electron microscope (SEM) images were recorded on a LEO Gemini 1530 (Carl Zeiss AG, Germany) using an in lens SE detector. The thermal gravity analysis (TGA) measurement was conducted under nitrogen with temperature increasing from 25 °C to 800 °C at a rate of 10 °C/min. BET surface areas and pore size distributions were measured by nitrogen adsorption and desorption at 77 K using Autosorb 1 (Quantachrome Instruments). Samples were degassed at 150 °C for 24 h under high vacuum before analysis.
The BET surface area calculation was based on data points obtained from 0<P/P 0 <0.25 and the nonlinear density functional theory (NLDFT) equilibrium model was used for the BET Electronic Supplementary Material (ESI) for Journal of Materials Chemistry A. This journal is © The Royal Society of Chemistry 2017 S2 model fitting. Pore size distributions and pore volumes were derived from the adsorption branches of the isotherms using Quenched Solid Density Functional Theory (QSDFT, N2, assuming carbon adsorbent with slit pores). Cyclic voltammetry (CV) measurement was performed using an Autolab PGSTAT204 potentiostat/galvanostat (Metrohm). A glassy carbon electrode was as the working electrode covered with a thin polymer film via dropcasting. A Pt wire was used as the counter electrode and a Hg/HgCl (in saturated KCl solution) electrode was used as the reference electrode. Bu 4 NPF 6 (0.1 M in acetonitrile) was used as electrolyte solution. The reduction potential was recorded with a scan rate of 100 mV/s. The EPR spectra were recorded on a Bruker EMX-plus spectrometer equipped with an NMR gauss meter and a variable-temperature control continuous-flow-N 2 cryostat (Bruker B-VT 2000).
Fabrication of B-BT-coated glass fibers
The glass fibers were first cleaned with piranha solution (H 2 O 2 : H 2 SO 4 = 1:3) to remove the surficial contaminants. Then the glass fibers (600 mg), Pd(PPh 3 ) 2 Cl 2 (7 mg, 0.01 mmol) and CuI (2 mg, 0.01 mmol), N,N-dimethylformamide (DMF) and trimethylamine (40 ml, 1:1, v/v)was added into a 100 ml flask, followed by ultrasonic treatment for 1 hour under nitrogen. 
Photocatalytic α-alkylation of aldehydes
The same fix-bed photoreactor as for the dehalogenation was used. In a typical procedure, a reaction mixture containing α-bromo-carbonyl compound (1.6 mmol), aldehyde (3.2 mmol), S3 2,6-lutidine 375 μl, 3.2 mmol) and (2R,5S)-2-tertbutyl-3,5-dimethylimidazolidin-4-one×TfOH (66 mg, 0.32 mmol) in 10 ml DMF was pumped through the column continuously under nitrogen atmosphere for a predetermined time. The column was irradiated with a blue light LED lamp (OSA Opto Lights, 4.5 mW/cm 2 , λ>420 nm). Samples were taken out directly from the output with a syringe and the conversion was determined by 1 H NMR. Enantioselectivity was estimated according to the literature. [4] 
Synthesis of the monolith m-B-BT
A modified protocol as reported in the literature was used. [5] Triethynylbenzene (82 mg, 0. 
Turnover frequency (TOF)
The turnover frequency (TOF) can be used to quantify the reaction rate. Herein, for heterogeneous photocatative system, the TOF could be defined with respect to the catalyst weight as:
The TOF value of the dehalogenation of α-bromoacetophenones was calculated to be 0.08
, and for the model reaction α-alkylation of the 3-phenylpropylaldehyde and α-bromomalonate (Entry 1 in Table 1 ) was determined to be 0.021 mol h 
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Figure S14. Additional SEM images of B-BT coated glass fibers.
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